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(54) POROUS POLYSULFONE MEMBRANE AND PROCESS FOR PRODUCING THE SAME 

(57) The present invention relates to a polysufone 
porous membrane having a high water flux, an excellent 
resistance to moist heat and an excellent repercolation 
characteristic, and which comprises a mixed polymer 
having polyallylsulfone and polyethersulfone at a ratio of 
from 9/1-1/9 (by weight), the membrane being a graded 
porous membrane forming a cross-linked polymer net- 
work wherein a number of micropores being intercon- 
nected from one surface to the other surface, and the 
membrane comprising two layers wherein one layer 
being a dense layer having a number of pores with pore 
sizes in the range of 0.01-1 um and thereby having a 
separation function, and the other layer being a graded 
type supporting layer supporting said dense layer and 
having a pore size distribution wherein the pores exist- 
ing therein and having sizes of 1-100 Mm increase con- 
tinuously from the dense layer side toward the other 
surface side, wherein the separation particle size is not 
larger than 0.5 pm, and a method of manufacturing the 
same. 

< 

CO 

o 

Q_ 
LU 


Printed by RanK Xerox (UK) Business Services 
2,13 17/34 


EP0 764 461 A1 


Description 

Field of the Invention 

The present invention relates to an asymmetric polysulfone porous membrane which is a porous membrane capa- 
ble of being effectively used in ultra filtration and precision filtration of fluid, and the membrane is comprising a dense 
layer functioning as a separation layer, and a supporting layer having a graded pore size distribution wherein the size 
of the existing pores therein gradually increases from the dense layer side to the opposite surface, and to a method of 
manufacturing the same. The present invention relates, especially, to an asymmetric polysulfone porous membrane 
capable of being used from a dry condition without any treatment to impart hydrophilicity, and the membrane having an 
excellent. resistance to moist ti eat, having an excellent. re-percolationxbaractertstic, (a permeability, of a membrane, 
when water is percolated at a second time/after the membrane is percolated with water and dried), and having an espe- 
cially excellent re-percolation characteristic to hot water, and to a method of manufacturing the same. 

Background of the Invention 

Various development efforts to have porous separation membrane having a good separation property and being 
capable of allowing hot water to permeate have been made, and a polysulfone porous membrane has especially, 
received much attention. The invention of a thermal resistant polysulfone porous membrane using polysulfone accord- 
ing to the general formula of (1) and polyethersulfone according to the general formula of (2) are described in Japanese 
Laid-Open Patent Publication Nos. Sho63-99325 and Hei5-1 37982. 



Among the above-mentioned inventions, the polysulfone porous membrane using the polysulfone of the formula (1 ) 
has a fairly, good permeability, but it has a drawback wherein the membrane ruptures or becomes unsuitable to be used 
as a separation membrane due to its morphological change when it is subjected to a treatment of moist heat under a 
high temperature and a high pressure. 

In addition, although the polyethersulfone porous membrane using the polyethersulfone of the formula (2) is char- 
acterized by having a relatively good re-percolation characteristic and resistance to moist heat, its performance is not 
sufficient as a ultra filtration membrane or as a precision filtration membrane because its water flux is extremely low by 
being at not more than 2L7m 2 .hr.mmHg. , ■ 

All invention directed to a polyallylsulfone porous membrane having a chemical formula of (3) is described in Jap- 
anese Laid-Open Patent Publication No. Hei1 -184001. This polyallylsulfone porous membrane has an extremely high 
resistance to moist heat, however, it has a drawback that its water flux is low at not more than 2 Um 2 .hr.mmHg and it 
has a low hydrophilicity. 



The inventions directed to a porous membrane comprising a mixture of polysulfone and polyethersulfone are 
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described in Japanese Laid-Open Patent Publication Nos. Sho54-l 44456 and Sho62-221402. The polysulfone porous 
membrane of this type has a relatively high water flux, but has a drawback that its resistance to moist heat is not suffi- 
cient and its water flux decreases rapidly when a hot water having a temperature not less than 80°C is percolated for 
an extended period of time, and while its mechanical strength is not sufficient and its ease of handling is not satisfactory. 

In addition, in case of a porous membrane obtained from materials of polysulfone and polyethersulfone, because 
the material itself is hydrophobic, during the manufacture of a membrane by a wet forming method, a process of impart- 
ing hydrophilicity to the membrane has been employed, wherein pores are formed by a solidification process while add- 
ing a large quantity of hydrophilic additives such as polyethylene glycol and polyvinylpyrrolidone to the dope, or then 
after these hydrophilic additives are cross-linked, or a hydrophilic polymer is coated on the membrane surface after the 
formation of pores followed by maintaining the hydrophilic polymer on the membrane surface. 

Generally/to provide a sufficient hydrophilicity to the membrane, it is necessary to have the equilibrium rate of mois- 
ture content of the membrane at more than 2 % by weight by employing the above mentioned treatment. 

There was a problem where the hydrophilic additive or the hydrophilic polymer of these types dissolves during the 
use of the membrane from the membrane thus obtained by these manufacturing methods, because a large quantity of 
hydrophilic additives or hydrophilic polymer and the like are retained inside of the membrane or on the surface thereof. 

Furthermore, in case of a hollow fiber membrane obtained by the conventional wet forming methods to increase the 
water flux, it was necessary to reduce the membrane thickness or to increase the porosity of the membrane. However, 
when such operation is employed, a drawback may be encountered wherein the ease of handling of the membrane, and 
thus the ease of handling during a production process, decreases because the mechanical properties (breaking 
strength and breaking extension) decrease. 

Disclosure of The Invention 

In view of these facts, the inventors of the present invention carried out various tests to obtain polysulfone porous 
membrane having a high water flux, an excellent resistance characteristic to moist heat, no requirement for a treatment 
to make the membrane hydrophilic, a good re-percolation property, and an excellent mechanical strength, and then 
established the present invention after having found that a desired polysulfone porous membrane can be manufactured 
from a polymer mixture obtained by mixing polyallylsulfone of the formula (3) and polyethersulfone of the formula (2) at 
a specific weight ratio. 

The gist of the present invention relates to a polysufone porous membrane which comprises a mixed polymer hav- 
ing polyallylsulfone and polyethersulfone at a ratio of 9/1-1/9 (by weight), the membrane being a graded porous mem- 
brane forming a cross-linked polymer network, wherein a number of micropores being interconnected from one surface 
to the other surface, and the membrane comprising two layers wherein one layer being a dense layer having a number 
of pores with pore sizes of 0.01-1 M m and thereby having a separation function, and the other layer being a graded type 
supporting layer supporting said dense layer and having a pore size distribution wherein the pores existing therein and 
having sizes of 1-100 urn continuously increase from the dense layer side toward the other surface side, wherein the 
separation particle size being not larger than 0.5 urn, and a method of manufacturing the same. 

Best Embodiment of the Invention 

With the polysulfone porous membrane of the present invention, by maintaining of the ratio of composition of poly- 
allylsulfone (hereinafter referred to as PAS) to polyethersulfone (hereinafter referred to as PES) at PAS/PES=9/1-1/9 by 
weight, or preferably at 7/3-3/7 by weight, the water flux thereof can be especially set at a high value of being not less 
than 7Lym 2 hr.mmHg, and the resistance to moist heat can be good whereby a good permeability can be maintained 
even when hot water having a temperature of not less than 80°C is percolated for an extended period of time. It also 
has a large advantage that the permeation pressure required when a membrane in a dry condition is percolated can be 
set at an extremely low pressure of being not more than 0.5Kg/cm 2 . 

The polysulfone porous membrane made from a polysulfone mixture having a mixing ratio of PAS and PES by 
weight being below 1/9 is not preferable, because it has a poor resistance to moist heat and its permeation performance 
decreases drastically when hot water having a temperature of not less than 80°C is percolated for an extended period 
of time. 

On the other hand, polysulfone membrane made from a polysulfone mixture having a mixing ratio of PAS/PES by 
weight being more than 9/1 does not show a sufficient permeability, and it shows a tendency to require a higher perme- 
ation pressure especially when a membrane in a dry condition is percolated with water. 

Ally component other than the main components PAS and PES can be used as a component for forming a mem- 
brane, as long as the various membrane characteristics of the present invention are not impaired, and, for example, 
alcohols such as glycerin, inorganic salts such as lithium chloride, hydrophilic organic compounds such as polyvinylpyr- 
rolidone and polyethylene glycol, and the like can be used. - *" 

However, a care must be paid in such applications of these compounds where the dissolution of the membrane 
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forming component into the filtrate causes any problem. 

Considering the aforementioned points, it is better to have a membrane composition wherein PAS and PES are 
present in a large total amount, and the total amount is preferably not less than 80% by weight. 

One surface of the polysulfone porous membrane of the present invention comprises a dense layer which forms a 

s mesh-like polymer network structure having many pores with pore sizes of 0.01-1 um. This dense layer controls the 
separation property of the porous membrane, and the separation property of the membrane of the present invention is 
not more than 0.5 fim, and is especially not more than 0.2 pm. A membrane having micropores with pore sizes of less 
than 0.01 pm within the dense layer does not show any sufficient permeability, but on the other hand, when the pore 
sizes of the micropores within the dense layer become larger while being more than 1 pm, it is not preferable because 

w its separation property decreases drastically. The thickness of the membrane is preferably 1 -50 pm to maintain a good 
separation property of the porous membrane of the. present invention and a high water flux. A dense layer having, a 
membrane which is too thin is not preferable because it provides causes for the occurrence of pin-holes. 

The porous membrane of the present invention has a supporting layer that supports the dense layer. In this sup- 
porting layer, a mesh-like polymer network structure is formed, wherein pores having pore sizes of 1-100 pm are pro- 

15 vided while the sizes thereof increase continuously from one side, which is in touch with the separation layer, toward 
the other side. 

By providing a dense layer and a supporting layer in such a membrane structure, a membrane with a sufficiently 
high mechanical strength can be obtained. The thickness of this supporting layer is preferably 30-1000 to impart the 
resistance strength against pressure. 

20 In addition, because the water flux ratio obtained by the equation in the description related to the following exam- 

ples is extremely high being at not less than 70%, and preferably being at not less than 80%, there is no need to treat 
the membrane as a membrane treated by an agent which imparts hydrophilicity (wetted membrane) like a conventional 
polysulfone porous membrane, wherein it has an excellent ease of handling. 

The porous membrane of the present invention provides an excellent permeability by being comprised as 

25 described above, wherein even a dry membrane not having been treated by such an agent which imparts hydrophilicity 
as ethanol, ethylene glycol and glycerine (dry membrane) provides an extremely high water flux being of not less than 
7L/m 2 hr.mmHg when the percolation is effected under a pressure difference of 2Kg/cm 2 . Therefore, there is no need 
to have a treatment to impart hydrophilicity as required with the conventional polysulfone porous membrane, and there 
is also a large advantage that a problem of dissolution of hydrophilic additives during any use of the membrane does 

30 not occur. 

Furthermore, with the porous membrane of the present invention, the maintenance ratio of breaking extension, 
which is defined in the description related to the following examples, of the membrane after a treatment under moist 
heat is extremely high being not less than 70%, or preferably being not less than 80%, whereby it exceeds the resist- 
ance property to moist heat of the conventional polysulfone porous membrane. 

35 Although any known method may be employed in the manufacture of a porous separation membrane of the present 

invention, a method of wet forming from a polymer dope is preferably employed from the stand point of forming a porous 
structure having a large porosity and an asymmetric structure in the direction of a cross section of the membrane. 

When such a polymer dope as described above is formed into a membrane by a wet forming method, any known 
method may be employed in both cases of obtaining geometries of a flat membrane and a hollow fiber membrane. In 

40 the former case, the polymer dope is extruded and then casted on a flat plate, followed by forming a membrane after 
immersing in an external solidifying solution. And in the latter case, for example, the polymer dope and the internal 
solidifying solution are extruded from the sheath side and core side, respectively, of a double annular sheath/core type 
nozzle, followed by being introduced into the external solidifying solution after letting it pass through an air gap (dry-wet 
spinning method) or without any air gap(wet spinning method), whereby a porous hollow fiber membrane structure is 

45 formed. 

In this case of forming a flat membrane, the evaporation performance of a solvent in the original solution is different 
between the surface which is in contact with the flat plate and the.other surface which is in contact with the air t when 
they are casted on a flat plate, whereby an asymmetric membrane structure is formed when it is solidified in the external 
solidifying solution. In case of a hollow fiber membrane, an asymmetric membrane structure is formed by changing the 
so ratio of good solvent for polysulfone, while the solvent is existing in the internal and external solidifying solutions, 
respectively. 

As for the external solidifying solution, a mixed solution of polysulfone and water is used, wherein the solution has. 
a good solvent for polysulfone at a ratio of not more than 70% by weight, or preferably of 30-60% by weight. As for a 
good solvent for polysulfone, such compounds as dimethylacetoamide, N-methylpyrrolidone, dimethylsulfoxide, and 
55 dimethylfolmamide may be used. 

During the manufacture of a hollow fiber membrane, when the polymer dope having a viscosity of not less than 
200cps at the time of extrusion is used,. a steady extrusion of the polymer dope can be effected, whereby the occur- 
rence of fiber break during the spinning process can be prevented. When the polymer dope having a^tscosity of 1 000- 
30000cps is further preferably used, a further steady extrusion of the polymer dope can be effected, whereby a uniform 
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membrane thickness of polysulfone membrane thus obtained can be provided, and in addition, the graded structure in 
the membrane cross section can be made into a predetermined structure. To have a viscosity of the polymer dope of 
more than 30000cps requires an excessive amount of polyvinylpyrrolidone (hereinafter referred to as PVP) to beaded, 
while the content of polysulfone that forms the membrane decreases whereby the solidified membrane can not with- 
stand the spinning tension force while causing many occurrence of fiber failures, and therefore it is not preferable. To 
adjust the viscosity of the polymer dope of not less than 200cps. it is advisable to add PVP at a ratio of 1-10% by weight, 
or preferably of 3-7% by weight, to the polymer dope. It is further preferable to add more than two kinds of PVPs having 
different K-values obtained by the following equation (4) into the original solution. 

Wherein; * 

2: Relative viscosity nrel of a water solution having PVP at a concentration of C 
K: K-value x 10' 3 

C: Concentration of a PVP water solution. (WA/%) 

In addition, when a PVP having a high molecular weight is used, a stabilization of spinning characteristics can be 
effected due to the increase of the viscosity of the polymer dope, and on the other hand, when a PVP having a low 
molecular weight is used, an increase of membrane performance, especially a high water ffux can be effected! Thus, 
when a PVP with a relatively high molecular weight having a K-value of not less than 50 and a PVP with a low molecular 
weight having a K-value which is lower than the K-value of the PVP with a high molecular weight by not less than 30 
are used concurrently, the stability during the membrane forming of the polymer dope thus obtained increased, whereby 
the occurrence of fiber breaks during the membrane forming process and the occurrence of thick film spots were pre- 
vented. ■" 

* Furthermore, the polysulfone porous membrane obtained from said polymer dope according to the present inven- 
tion, especially when the membrane is a hollow fiber membrane, the form thereof is stable and a uniform cross sectional 
structure of the membrane can be obtained. 

Furthermore, the membrane obtained from the polymer dope prepared by using such PVP mixture can so made 
as to have a good water flux. It is preferable to use a mixture having a mixing ratio of PVPs with a high K-va!ue and a 
low K-value in the range of 1/30-1/1 by weight. PVP is a water soluble polymer, and in case of a polysulfone membrane 
having a large quantity of said polymer, there may be cases where said polymer dissolves into the filtrate during its use, 
and thus it is not preferable. Therefore, it is preferable to keep the content of PVP in the polysulfone membrane at not 
more than 2% by weight in the present invention. To prevent the dissolution of PVP from the polysulfone membrane, it 
is preferable to employ such methods as to effect cross-linking of PVP by subjecting to a thermal treatment at not less 
than 150°C for a duration of not less than 2 hours or by subjecting a polysulfone membrane to irradiation of radioactive 
rays, especially of y-rays. By subjecting especially to a irradiation treatment under radioactive rays while the inside of 
the polysulfone membrane is being impregnated by anti-oxidizing agent such as, for example, a water containing pyro 
sodium sulfite, PVP can be cross-linked without causing any damage to the polysulfone membrane. 

Furthermore, a method of denaturing PVP which contains polysulfone into a water soluble PVP composite may be 
employed by immersing a polysulfone membrane which contains PVP in a polycarbonate acid solution such as poly- 
acrylic acid and polymethacrylic acid, and followed by subjecting to a thermal treatment 

In case of the polysulfone porous membrane of the present invention, it is not required to have the equilibrium mois- 
ture content at higher than 2% by weight as required in the conventional polysulfone porous membrane. Therefore, 
there is no need to keep a large quantity of a water soluble polymer remained in the membrane, and thus there is no 
drawbacks where the water soluble polymer dissolves during the use of the membrane. 

As for the external solidifying solution used during a wet spinning of the polymer dope, by using a water solution 
having polysulfone at not more than 70%, more preferably at 30-60%, by weight of the content of a good solvent for 
polysulfone, a polysulfone membrane having a graded membrane structure of the present invention can be efficiently 
obtained. 

Furthermore, when the polysulfone membrane of the present invention is a hollow fiber membrane, it is advisable 
to use a water solution having a good solvent for polysulfone at not more than 90%, more preferably at 40-70%, by 
weight as an internal solidifying solution (core solidifying solution). Preferably, when a solidification condition is 
employed wherein the content of a good solvent for polysulfone within the external solidifying solution is lower than the 
content of a good solvent for polysulfone within the internal solidifying solution, a porous hollow fiber membrane may' 
be manufactured in a more stable way wherein the membrane comprises a dense layer whfchJs=tbrmed on the outer 
surface and a graded type supporting layer is provided inside thereof, and a graded type supporting layer has a pore 
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size distribution wherein the pore sizes increase continuously from the dense layer toward the inside surface. 

Furthermore, a porous membrane having a more highly permeable porous membrane can be obtained when the 
temperature of the external solidifying solution is set at 50°C-80°C. By using a dry-wet spinning method as for the spin- 
ning method, a polysufone porous membrane of the present invention having a more desirable cross sectional structure 

5 of the membrane can be obtained. It is advisable to maintain the air gap, which is used in practicing a dry-wet spinning 
method, being at 1-50mm. When a dry-wet spinning method is used, a further efficient control of the cross sectional 
structure of the membrane to be obtained can be achieved by controlling the humidity and temperature of the atmos- 
phere. The solidified membrane thus obtained can be washed and dried by any of known methods. When any compo- 
nent, other than the polymer used as the main raw material, is added to the polymer dope or the solidifying solution, it 

io is desirable to intensify the washing process to maintain the residue thereof as low as possible. The present invention 
is further explained in detail by reference to examples described as follows^ _ _ 
Each abbreviation of polymer and each trade name thereof are as follows: 

PAS = polyallylsulfone (RADEL R-5000 made by Teijin-Amoco) 
15 PES = polyethersulfone (RADEL A-100 made by Teijin-Amoco) 
PVP = polyvinylpyrrolidone 

(K-15 (K-value at 15), K-30 (K-value at 30), K-60 (K-value at 60), K-90 (K-value at 90) and K-120 (K-value at 

120) made by ICI) 

20 The following evaluation methods were employed: 

1) Resistance to Moist Heat . 

A sample of membrane was immersed for 21 days in a hot water at about 150°C under pressure in an autoclave. 
25 A tensile test was carried out on a sample of membrane before and after a hot water treatment to obtain the mainte- 
nance ratio of breaking extension by the following equation. The measurement of the breaking extension was carried 
out in accordance with the following method of 7). 

. n x . .. _ A Breaking Extension of a Membrane after Hot Water Tr eatment 

3Q Maintenance Ratio of Breaking Extension = Breaking Extension of a Membrane before Hot Water Treatment 

x 100(%) 

2) Water Flux 

35 

A treatment to impart hydrophilicity was employed wherein, when a sample is a sheet type membrane, a circular 
sample with a diameter of 43mm is mounted in a filtration holder (UHP-43, made by Advantech), and when a sample is 
a hollow fiber membrane, a miniture module having an effective length of 70mm was prepared, followed by being suffi- 
ciently immersed in ethanol, further followed by replacing this ethanol by water. Water was percolated through this 
40 membrane under a pressure difference of 2Kg/cm 2 (in case of a hollow fiber membrane, pressure is exerted from out- 
side), followed by a measurement of the amount of the percolated water during the period of from 1 minute to 2 minutes 
after the commencement of pressurization to obtain the water flux (L7m 2 hr.mmHg) 


45 


50 


3) Water Flux Ratio 

A water flux ratio was obtained by the following formula from the water flux of the hydrophi.lic membrane (wet mem- 
brane) obtained under a similar condition as that of the method of abovementioned 2) except that a pressure difference 
of 0.5Kg/cm 2 was employed, and from the water flux obtained when a membrane without any treatment to impart 
hydrophilicity (dry. membrane) was subjected to a pressure difference of 0.5Kg/cm 2 . 

\ai * ci o * /o/\ Water Flux of a Dry Mem brane inn/(V ^ 

Water Flux Ratio(%)= r^— — = — . ' KA . — — * 100(%) 

Water Flux of a Wet Membrane 

55 4) Surface Pore Size and Internal Structure 

The membrane surface and the cross section thereof was observed under a scanning electron microscope (Model 
JSM-T20 made by Japan Electron Co., Ltd.) to examine the surface pore size and the internal structu^(pore sizesrand 
the like). 
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5) Separation Properties 

A holder having a membrane after a treatment to impart hydrophilicity or a module was prepared in a similar way 
as that of 2), and then a dispersed solution having 0. 1% by weight of a uniform polystyrene latex (made by Dow Chem- 
5 ical) was filtrated in such a way so that 10ml is obtained per each 100cm 2 of the effective membrane surface area under 
a pressure difference of 0.7Kg/cm 2 , then the passing amount of polystyrene latex having a specific particle size was 
obtained from the measured light absorbance of the filtrate/whereby the particle blocking rate of the membrane for the 
latex particles was calculated and the particle size at which the blocking rate became not lower than 95% was design 
nated as the separation particle size of the membrane. 

w 

6) Repercolation Properties 

A membrane was dried after hot water was percolated at 80°C for 30 days. Water was percolated through this 
membrane to measure the water flux, and the water flux of a dry membrane before any use was measured, wherein 
15 these values were compared to make an evaluation. The results of measurement are represented by the marks of ® 
good; O generally good; and X decrease. 

7) Measurement Method of Equilibrium Moisture Content 

20 The moisture content of a polymerized bulk at equilibrium was measured according to ASTM-D570. 

8) Breaking Strength and Breaking Extension 

A tensile test was carried out on a membrane having the test length of 20mm under a condition wherein the' tem- 
ps perature was set at 20°C while the humidity was set at 65% and the speed of tensile test was set at 20mm/min. t 
whereby the strength and extension when the membrane breaked were measured 5 times to obtain the average values 
which were designated as breaking strength and breaking extension, respectively. 

[Examples 1 and 2] 

30 - - ' * ■ 

By using an polymer dope obtained by dissolving polysulfonic polymer having PAS and PES in such combinations 
as those shown in Table 1-1 into a solvent of dimethylacetamide (hereinafter referred to as DM Ac) so that the total pol- 
ymer concentration becomes 12% by weight, each of these polymer dope was casted to have a thickness of 1 75 pmon 
a flat plate, immediately followed by being immersed in an external solidifying solution having a ratio of 

35 DMAc/water=50/50 (% by weight) and a temperature of 30°C, whereby a solidifying membrane was obtained. This 
solidified membrane was successively subjected to a solvent removal treatment by washing with warm water, and then 
it was dried by hot air.The polymer compositions of the membrane thus obtained are shown in Table 1-2. No pin-hole 
with sizes of not less than 5 m was observed in these membranes (Bubble Point Method). The water flux and water flux 
ratio were measured and are shown in Table 1 -2. Both of these membranes showed a high water flux, and even the dry 

40 membrane which was not subjected to any treatment to impart hydrophilicity could be percolated under a low pressure 
difference. Furthermore, no dissolved component deriving from the membrane material was detected in the filtrate 
obtained by the permeation treatment of the membrane. 

When the membrane structure was examined with a scanning electron microscope, an infinite number of small pores 
having pore sizes of about 0.1-0.2 were observed in the dense membrane surface. When the crosssection of the 
45 membrane was examined, a dense layer having mesh like pores with pore sizes of 0. 1 -1 pm was observed, wherein the 
pores forming a network became gradually coarser from the dense sruface toward the inside thereof. 

^ Furthermore, an asymmetric structure was observed, wherein the structure provided a supporting layer having 
pores with sizes of about 1-70 and had a mesh-like structure which was coarser than that of the dense layer along 
the region from the internal layer being successively connected with such a layer to the opposite surface. 

50 

[Comparisons 1-3] 

A membrane was manufactured by a similar method as that of Example 1 by using a polymer dope obtained by dis- 
solving various polysulfonic polymer as shown in Comparisons 1 through 3 of Table 2-1 into DMAc so that the total pol- 
55 ymer concentration becomes 12% by weight, and the polymer composition, the water flux and water flux ratio of the 
membrane thus obtained are shown in Table 2-2. When compared with the membrane of the present invention, the 
water flux of the membrane after a treatment to impart hydrophilicity showed an extremely low value being not higher 
than 1 L7m 2 hr.mmHg and the percolation of water was hardly possible through the membrane wjttrout any treatment to 
impart hydrophilicity and the water flux ratio showed an extremely poor value of not higher than 15%. 
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[Example 3)] 

A polymer dope obtained by dissolving a mixture having a polymer at such concentration so that PAS/PES=7/6 
(weight ratio) into DM Ac in such a way that the polymer concentration became 13% by weight was extruded from the 

s sheath side of a double annular sheath/core type nozzle and an internal solidifying solution (DMAc/water=70/30 (by 
weight)) was extruded respectively from the core side of said nozzle, and then the membrane was introduced into an 
external solidifying solution (DMAc/water=60/40 (by weight)) being kept at 50°C after letting the membrane pass 
through a distance of 10mm in air to effect a wet solidification. A hot air drying was employed after removing the solvent 
by washing the membrane for 24 hours by hot water kept at 80°C, whereby a hollow fiber membrane having a ratio of 

w PAS/PES=54/46 (by weight) was obtained. 

Ih§ hollow f iber thus obtained had an external size of 550 and a membrane thickness of 100 ^i. and had an asym- 
metric structure with a fine mesh-like layer on the outside. AH infinite number of micropores having diameters of about 
0.1-1 urn were existing in the dense layer in the vicinity of the outer surface, and a mesh-like layer was provided wherein 
the pore sizes gradually became coarser from the outside surface to the inner region. 

15 Furthermore, the region from the inner region to the inside surface provided a supporting layer having a mesh-like 

structure wherein pore sizes of pores made by coarser polymer network increased toward the inside surface, and rela- 
tively large pores having diameters of about 1-20 n were observed in such a region. Furthermore, no pin-hote having a 
size of not smaller than 5 ^ when measured by Bubble Point Method was observed. 

The water flux of this membrane was 15LVm 2 . hr.mmHg, and, with this membrane, percolation of water could be 

20 effected from a dry condition without any requirement of a special treatment to impart hydrophi Hetty, and the water flux 
ratio obtained as a ratio of dry membrane to hydrophilic membrane was high being at 78%. Furthermore, the reperco- 
lation test was carried out, but no change in the percolation propertie were observed. 

In addition, the maintenance ratio of extension breaking of this hollow fiber membrane after a hot water treatment 
under pressure at 150°C (for 21 days) was high being at 90%, thereby showing an excellent resistance to moist heat. 

25 

[Example 4] 

7.5% by weight of PAS and 7.5% by weight of PES were dissolved while being hot in 85% by weight of DM Ac. A 
hollow fiber membrane was obtained by a dry-wet spinning method, wherein this solution was extruded as the polymer 

30 dope for spinning from the sheath side of a double annular sheath/core type nozzle, and 60% by weight of DM Ac water 
solution was extruded as the internal solidifying agent from the core side, whereby the extruded polymer was introduced 
into an external solidifying solution being a water solution having 40% by weight of DM Ac being kept at 70°C, after being 
let to once pass a distance of 20mm in the air. This membrane was washed for 24 hours by a hot water being kept at 
80°C whereby the solvent was removed, followed by a drying in hot air, and then a hollow fiber membrane having a ratio 

35 of PAS/PES=50/50 (by weight) was obtained. The water flux of the hollow fiber membrane thus obtained was 
1 2. 5Um 2 hr.mmHg. Furthermore, the maintenance ratio at breaking extension of the membrane measured by a test for 
the resistance to moist heat was 85% and the water flux ratio was 95%. 

[Example 5] 

40 

9.0% by weight of PAS, 6.0% by weight of PES, and 0.3% by weight of PVP (K-90) and 4.0% by weight of PVP (K- 
30), respectively, were dissolved while being hot in 80.7% by weight of DM Ac. By using this solution as the polymer 
dope for spinning, a-hollow fiber membrane was obtained by the method of spinning, washing and drying which was 
similar to that of Example 3 except that 70% by weight of DMAc water solution was used as the internal solidifying solu- 
45 tion. The composition of the hollow fiber membrane thus obtained had a ratio of roughly PAS/PES/PVP=59/40/1 (by 
weight). 

The water flux of the hollow fiber membrane thus obtained was 21 .8L/m 2 . hr.mmHg. Furthermore, the maintenance 
ratio at breaking extension of the membrane measured by a test for the resistance to moist heat was 82% and the water 
flux ratio was 90%. 

50 

[Examples 6-8] 

A hollow fiber membrane was obtained by the method of spinning, washing and drying similar to that of Example 5 
except that the composition of the polymer dope for spinning was changed so that membranes having compositions as 
55 shown in Table 1 -2 could be obtained. The performance characteristics of the hollow fiber membrane thus obtained are 
shown in Table 1 -2. The membrane obtained in each case showed an excellent permeability, an excellent resistance to 
moist heat, and an excellent hydrophilicity. 
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[Example 9] 

A hollow fiber membrane was manufactured by a method similar to that of Example 3 by using a polymer dope 
obtained by dissolving 9% by weight of PAS, 6% by weight of PES, and 0.5% by weight of PVP (K-90) and 3.0% by 
5 weight of PVP (K-30), respectively, as the polymer dope for manufacturing a membrane. The internal solidifying solution 
was such that DMAc/water=r70%/30% (by weight), and the external solidifying solution was such that 
DMAc/water=40%/60% (by weight) while the temperature was 70°C. 

When the above-mentioned manufacturing of the membrane was continuously operated for 48 hours, the number 
of fiber break during the production process was three, whereby a stable manufacture of the membrane was made pos- 
w sible. The thick membrane spots in the cross section of the hollow fiber membrane thus obtained were small and they 
had regular configurations. Table 1-2 shows the water flux, water flux ratio, repercolation characteristics and resistance 
to humidity coupled with heat of these membranes. 

[Example 10] - • . . . 

15 ■ ' ' ■ 

A hollow fiber membrane was manufactured by a method similar to that of Example 3 by using a polymer dope 
obtained by dissolving 10.3% by weight of PAS, 6.9% by weight of PES, and 4.8% by weight of PVP (K-90), as the pol- 
ymer dope for manufacturing a membrane. The internal solidifying solution was such that DMAc/water=65%/35% (by 
weight), and the external solidifying solution was such that DMAc/water=40%/60% (by weight) while the temperature 
20 was 70°C. The number of break during the production process when the abovementioned manufacturing of the mem- 
brane was continuously operated for 48 hours was one, whereby a stable manufacture of the membrane was made pos- 
sible. The thick membrane spots in the cross section of the hollow fiber membrane thus obtained were small and they 
had regular configurations. 

Table 1 -2 shows the water flux, the water flux ratio, the repercolation properties and the resistance to moist heat of 
25- these membranes. 

[Comparisons 4-8] 

A hollow fiber membrane was obtained by the method of spinning, washing and drying which was similar to those 
30 of Example 2 except that the composition of the polymer dope for spinning was changed so that membranes having 
compositions as shown in Table 1 -2 were obtained and that the internal solidifying solution and the composition/tem- 
perature of the external solidifying solution were changed to provide an appropriate condition. The performance char- 
acteristics of the hollow fiber membrane thus obtained are shown in Table 2-2. The membrane obtained in either case 
showed that it was possible to satisfy the performance requirement partially but that it was not possible to satisfy all per- 
35 formance requirements. • • '•' 

Field of Industrial Applications 

As can be seen from the above descriptions, a membrane that can be used continuously in a percolation of hot 
40 water, in a high pressure steam sterilization treatment and the like where a high performance is required is provided by 
using a porous membrane of the present invention which provides an excellent resistance to moist heat, and excellent 
hydrophilicity and permeability 


45 


50 


55 
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Claims 

1 . A polysufone porous membrane comprising: 
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a mixed polymer having polyallylsulfone and polyethersulfone at a ratio of from 9/1 -1/9 (by weight), the mem- 
brane being a graded porous membrane forming a mesh-like polymer network wherein a number of micropo- 
res being interconnected from one surface to the other surface, and the membrane comprising two layers 
wherein one layer being a dense layer having a number of pores with pore sizes of 0.01-1 um and thereby hav- 
ing a separation function, and the other layer being a graded type supporting layer supporting said dense layer 
and having a pore size distribution wherein the pores existing therein and having sizes of 1-100 ^m increase 
continuously from the dense layer side toward the other surface side, wherein the separation particle size being 
not larger than 0.5 um. 

The polysulfone porous membrane of claim 1 wherein both the water flux of the membrane obtained by a measure- 
ment under a condition.of a pressure difference being.0.5Kg/cm? withuespect to a.wet membrane being treated by 
ethanol and the water flux obtained by a measurement under the same condition with respect to a dry membrane 
obtained without any treatment to impart hydrophilicity are measured, whereby the water flux ratio obtained accord- 
ing to the following equation being not less than 70%. 

AA/ot^r d^ + ;^ Water Flux of a Dried Membrane - nft/0/ v 

Water Flux Ratio= ... . ,_, - — VA . . fcJI — r x 100(%) 

Water Flux of a Wet Membrane v ' 

The polysulfone porous membrane of claim 1 or 2 wherein the maintenance ratio of extension of the membrane cal- 
culated according to the following equation is not lower than 70%. 

Maintenance Rate at Extension breaking (%) = 
Breaking Extension of Polysulfone Porous Membrane after Treatment under Moist Heat i(w°/\ 
Breaking Extension of Polysulfone Porous Membrane before Treatment under Moist Heat * * °' 


(wherein the treatment under moist heat represents a treatment so that a polysulfone membrane is treated by hot 
water under pressure at 150°C for 21 days in an autoclave.) 

4. The polysulfone porous membrane of claim 1 wherein the separation size of the membrane is not larger than 0.2 
um. 

5. The polysulfone porous membrane of claim 1 wherein the water flux of the membrane when measured under a con- 
dition having a pressure difference of 2Kg/cm 2 is not lower than 7Lym 2 hr.mmHg. 

6. The polysulfone porous membrane of claim 1 wherein the content of polyvinylpyrrolidone in the membrane is not 
higher than 2% by weight. 

7. The polysulfone porous membrane of claim 1 or 6 wherein the equilibrium moisture content of the membrane is not 
higher than 2% by weight. 

8. The polysulfone porous membrane of claim 1 wherein the breaking strength of the membrane is not lower than 
40Kg/cm 2 and the breaking extension of the membrane is not smaller than 20%. 

9. A manufacturing method of a polysulfone porous membrane wherein a polymer dope obtained by mixing a mixture 
of polyallylsulfone and polyethersulfone at a ratio of 9/1-1/9 (by weight) in such a way that the polymer content 
becomes 10-30% by weight is subjected to a wet forming in an external solidifying solution comprising a mixed 
solution having water and a good solvent for polysulfone wherein the ratio of a good solvent for polysulfone is not 
higher than 70% by weight. 


10. The manufacturing method of a polysulfone porous membrane of claim 9 wherein a flat membrane is manufactured 
by casting the polymer dope on a flat plate and then followed by solidifying in an external solidifying solution. 

11. The manufacturing method of a polysulfone porous membrane of claim 9 wherein, by using a double annular 
sheath/core type nozzle, said polymer dope is extruded from the sheath side of said nozzle and an internal solidi- 
fying solution comprising a mixed solution made from a good solvent for polysulfone and water while the ratio of the 
good solvent for polysulfone being not higher than 90% by weight is extruded from the core side of said nozzle. 

12. The manufacturing method of a polysulfone porous membrane of claim 1 1 wherein the ratio of^good solvent for 
polysulfone existing in the external solidifying solution is lower than the ratio of a good solvent for polysulfone exist- 
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ing in the internal solidifying solution. 

13. The manufacturing method of a polysulfone porous membrane of claim 11 or 12 wherein the viscosity of said pol- 
ymer dope is not lower than 200cps. 

14. The manufacturing method of a polysulfone porous membrane of claim 1 1 or 12 wherein the viscosity of said pol- 
ymer dope is 1000-30000cps. 

1 5. The manufacturing method of a polysulfone porous membrane of one of claims 9 through 12 wherein polyvinylpyr- 
rolidone is added to polysulfone mixture of poiyallylsulfone and polyethersulfone so that the ratio of polysulfone mix- 
ture to polyvinylpyrrolidone is in the range of 90/1 0-60/40 (by weight). 

16. The manufacturing method of a polysulfone porous membrane of claim 15 wherein the membrane is subjected to 
washing after the manufacturing thereof whereby the content ratio of polyvinylpyrrolidone is set at hot higher than 
2% by weight 

17. The manufacturing method of a polysulfone porous membrane of one of claims 9 through 12 wherein the mem- 
brane is a polysulfone porous membrane having an equilibrium moisture content of the membrane being at not 
higher than 2% by weight. 
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